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H-NMR and elemental analysis of templates with different purities
ESI 1:
1 H-NMR (d6-DMSO) of TBIB after the reaction, precipitated from water. The purity at this point was unsatisfactory, the integrals did not match with the expected values. 
ESI 2:
1 H-NMR (d6-DMSO) of TBIB after being precipitated from water followed by a crystallization from MeOH. A minor improvement was observed, the integrals increased from 1.46 to 1.58 for the right two signals. ESI 12: Clearing temperature and the accompanying latent heat determined from the cooling run of TBIB mixed with different equiv. hexadecanoic acid. Above 3.1 equiv. the transition temperature starts to drop. A similar trend is observed from the latent heat of the transition, however, above 3.2 equiv. integration of the latent heat becomes ambiguous because of the broadness of the transition.
POM micrographs of different fatty acids mixed with TBIB and MeTBIB
ESI 13: Collection of POM micrographs of saturated fatty acid homologues mixed with TBIB, 3.1 equiv. of acid was used. C6H12O2 and C8H16O2 were difficult to handle due to evaporation of the acid. C10H22O2 to C16H32O2 all gave Colhex phases. C18H36O2 has a different texture, which is recognized as a nematic phase. C22H44O2 did not possess an LC phase. 
XRD diffractograms at various temperatures of octadecanoic acid mixed with TBIB ESI 15:
Temperature dependent X-ray diffractograms of octadecanoic acid (3.10 equiv.) mixed with TBIB. In the heating run it is observed that after a crystalline phase two diffractograms were measured where the d (100) intensity is higher than the following temperature points, these two are indicated by the thick black line. Since the two diffractograms lack additional diffraction planes besides d(100) and d(001) the phase is ascribed to be ColN; q1 = 0.259 No isotropic mixture was obtained, above 206.3 °C degradation seems to start accompanied by phase separation obscuring correct identification of the phases.
Azimuthally integrated XRD diffractograms of mixtures with TBIB
ESI 17: X-Ray diffractograms (wide angle) of 3.10 equiv. of dodecanoic, undecanoic acid, tridecanoic acid and tetradecanoic acid mixed with TBIB at 90 °C.
ESI 18: X-Ray diffractograms (wide angle) of 3.00 and 3.10 equiv. of hexadecanoic acid mixed with TBIB at 80 °C. No difference in lattice parameters is observed when 3.00 equiv. of acid is used, see thin black line.
ESI 19: X-Ray diffractograms (wide angle) of 3.10 equiv. of oleic, linoleic and linolenic acid mixed with TBIB at, respectively, 50 °C, 50 °C and 33 °C. Only for oleic acid (depicted in bold) the ColHex phase could be verified by XRD. ESI 21: X-Ray diffractogram (wide angle) of 4-methyl nonanoic acid (3.10 equiv.) mixed with TBIB at 100 °C.
ESI 22: X-Ray diffractograms (wide angle) of decyl phosphonic acid (3.10 equiv.) mixed with TBIB at two different temperatures. Assigning the correct phase was ambiguous at 180 °C, at 210 °C the phase is believed to be ColN. 
Numerical values of transitions based on DSC for mixtures with MeTBIB
Azimuthally integrated XRD diffractograms of mixtures with MeTBIB
ESI 27: X-Ray diffractogram (wide angle) of dodecanoic acid (2.99 equiv.) mixed with MeTBIB at 105 °C.
ESI 28: X-Ray diffractogram (wide angle) of 4-dodecylbenzenesulfonic acid (3.00 equiv.) mixed with MeTBIB at 100 °C.
